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[57] ABSTRACT

In the enamelling of metal by applying a ground coat
containing an additive, subsequently applying a cover
coat, and baking the structure, the improvement which
comprises employing as the additive a complexing
agent having a solubility in water at 25° C. and at a

pH-value of from 4 to 9 of greater than about 0.05 g/1,
with the exception of saccharides and their oxidation,

reduction and modification products and polyethylene
glycol containing up to 50 carbon atoms per molecule.
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ENAMEL FRIT AND A ONE-BAKE TWO- AND
MULTILAYER ENAMELLING PROCESS

This invention relates to an enamel frit and to a one-
bake at least two layer enamelling process in which
certain organic substances are added to the ground coat
slip to be initially applied to the metal. These organic

substances do not significantly affect the rheology of 1p

the slip or the wettability both of the metal and of the
intermediate or cover coat applied as the next layer (or
intermediate layer), but effectively prevent the various
layers of enamel from becoming intermixed during the
baking process.

EP Appilication No. 82 103 487.3 (which corresponds
to U.S. patent application Ser. No. 371,029 filed Apr.
22, 1982, now U.S. Pat. No. 4,430,438, describes a pro-
cess of the type in question in which saccharides and/or
their oxidation, reduction and/or modification producis
(for example alkylated or esterified carbohydrates or
formaldehyde condensates) and/or polyethylene gly-
cols are added during preparation of the slip for the
ground coat and, optionally, the intermediate coat, the
additives having to contain up to 50 and, preferably, up
to at most 25 carbon atoms per molecule. The additives
are required to be at least partly soluble in the aqueous-
alkaline enamel slip and should not have a hydrophobis-
ing effect.

It has now been found that the additives described in
the EP Application mentioned above are only part of a
larger family of substances.

This larger family of substances is the class of com-
plex-forming substances described as complexing agents
or chelating agents in “Chemistry of the Metal Chelate
Compounds™ (1952) by A. E. Martel and M. Calvin.

Accordingly, complex-forming substances in the con-
text of the present invention are the class of complexing
agents and chelating agents described in the above-men-
tioned EP Application and also substances which, al-
though not described in detail therein, would neverthe-
less be included in that class by the expert.

The substances from the class of complexing agents
may be used for the purposes of the present invention
providing their solubility in water at a temperature of
25" C. and at a pH-value of from 4 to 9 is greater than
0.05 g/1.

Accordingly, the present invention provides a pro-
cess for one-bake at least two layer enamelling by the
successive wet application of ground coat, optionally
intermediate coat and cover coat slips, followed by the
baking of all three slips together, characterized in that
complexing agents having a solubility in water of
greater than 0.05 g/1 at 25° C. and at a pH-value of from
4 to 9 are added during preparation of the slips for the
ground coat and, optionally, intermediate coat, those
additives which are already described in European Pa-
tent Application No. 82 103 487.3 and in the corre-
sponding U.S. patent application Ser. No. 371,029 being
excluded from the scope of the present invention.

Suitable complexing agents are substances having the
structure of types A or B below
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in which R and R’ are the same or different and repre-
sent organic radicals, such as alkyl, aryl, aralkyl, cyclo-
alky!l (parts of ring systems), H, N- or S-heterocycles: in
addition, the organic radicals may be X-, Y- or Z-con-
taining groups. X and Y may be identical or different
structural units from the group comprising —OR,
—NRR’, —SR, =0, =NR, =§, =NOR, —NROR,
—COOR. Z may be NR, O, S, (CHy), with a=1 to 5.

The substances of type A include aminopolyethers of
which the amino groups may be primary, secondary
and/or tertiary, acylated, alkylated or converted into
imines; a-hydroxy carboxylic acids, such as for example
hydroxy acetic acid, lactic acid, and amino acids such as
glycine, alanine, serine, lysine and also cysteine, cystine
and penicillamine.

The substances of type A also include aminosaccha-
rides and pseudosaccharides in which the ratio of the
number of amino groups to the number of hydroxyl
groups 1s less than 1:2. The amino groups or hydroxyl
groups of such substances may optionally be alkylated,
esterified with inorganic or organic acids or carbonic
acid or acetalized. At least one arrangement of the
above mentioned type A or B exists in these substances
within each section of 6 carbon atoms. In the case of
saccharides, it does not matter whether they are of
natural or synthetic origin. So far as the polysaccharides
In question are concerned, it is possible in particular to
use not only sugar-like polysaccharides, but also non-
sugar-like polysaccharides of the type described, for
example, 1n “Lehrbuch der organischen Chemie” (1963)
by P. Karrer, page 388 and pages 394 et. seq.

Examples of non-sugar-like polysaccharides are high
molecular weight starches emanating from potatoes,
wheat, corn, rice, and also mucopolysaccharides and
amylases.

Complexing agents in the context of the present in-
vention are also substances of type Ajbelow in which Y
is an alkyl radical or hydrogen attached to a non-C-
atom:

R X

~

E

AE E=NPorS

R Y

type Aj

Typical representatives of this type A are, for exam-
ple, the particularly preferred lactams, such as e-
caprolactam, pyrrolidone or dodecane lactam.

If, in cyclic compounds of this type, the ring is closed
from R to Y and not from R to R’, the products ob-

tained are, for example, pyrazolones and antipyrines
which may also be used as complexing agents in accor-

dance with the invention.
Further representatives according to the invention of
type A)are, for example, pyridine-2-carboxylic acid and
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N-hydroxypnthalimide, in which case Y has the mean-
ing defined in the description of type A.

Substances which contain both the structural element
of type A and also that of type B are, for example,
tartaric acid, mucic acid, citric acid and the above-men- 5
tioned mucopolysaccharides.

Typical representatives of type B are, for example,
acetyl acetone, acetoacetic acid, barbiturates, pyrocar-

bonic acid esters and amides, acyl ureas, biurets, hy-
droxy biurets, complexones and also levulinic acid de-

rivatives and hydroxy- and aminocarboxylic acids.
Complexing agents suitable for use in accordance
with the invention also include substances of type C

below:

10

15
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in which R and Y are as already defined. Examples of
substances of this type are sorbic acid and abietic acid.

‘The additives are best used in quantities of less than
5% by weight, based on the enamel slip. Quantities of 25
from 0.1 to 3% by weight are preferred and quantities
of from 0.2 to 1.5% by weight are particularly pre-
ferred.

‘The additives may be added to the enamel during dry
or wet grinding. However, the additives may also be 30
applied in aqueous or alcoholic solution to the already
applied enamel slip, optionally after intermediate dry-
ing, before application of the next slip, for example by
spraying. It is particularly preferred to apply the addi-
tives to the enamel frit before grinding, i.e. to the un- 35
ground enamel frit. In this way, the additive may be
metered by the actual enamel manufacturer. Accord-
ingly, the choice of additives and the quantities in
which they are used may be adapted to the particular
composition of the raw frit, thereby relieving the rela-
tively unprepared enamelling shop of this task. In addi-
tion, it is possible to use less water-soluble additives,
even when the frit is wet-ground.

The present invention also provides an enamel frit for
one-bake at least two layer enamelling which is charac-
terized in that the frit is surface-coated at least partly
with complexing agents of which the solubility in water
at 25° C. and at a pH value of from 4 to 9 is greater than
0.05 g/1, the enamel frits already described in EP NO.
82 103 487 corresponding to U.S. Application Ser. No.
371,029 filed 22.4.82 being excluded.

The additives are best applied in quantities of less
than 3% by weight, based on the frit. Quantities of from
0.1 to 3% by weight are preferred and quantities of
from 0.15 to 2.2% by weight are particularly preferred. 55

The frit according to the invention may be processed
in the usual way in the enamelling shop by grinding and
adding other standard slip constituents to form a slip
ready for application.

The ground coat slip is applied to the metal substrate
by standard methods. After a short time, another inter-
mediate coat or cover coat slip may be applied without
intermediate drying. Where an intermediate coat is
applied, one of the additives according to the invention
must also be added to the intermediate slip or a frit
according to the invention must be used for preparing
the slip for the intermediate coat. The cover coat slip
may also contain the additives according to the inven-
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tion without any disadvantages. This is advisable, for
example, when another layer, for example a decorative
colored layer, only partly covering the cover coat is
applied thereto.

After all the layers applied have been dried together,
they are baked at the usual temperatures. The enamel-
ling result (adhesion, surface properties, etc.) is entirely
comparable with the qualities obtainable in conven-

tional enamelling.
The process according to the invention has the fol-

lowing advantages over conventional one-bake two-

layer enamelling processes:

1. Enamel slips ground to the usual fineness may be
used.

2. Intermediate drying of the ground coat slip initially
applied is only necessary in exceptional cases (where
the layer thicknesses are fairly considerable).

3. By virtue of the non-hydrophobizing effect of the
additives, the residual water is able to escape freely
from the dried enamel biscuit during baking, in contrast
to impregnating agents.

4. Hardly any harmful reaction products of the addi-
tive are formed during baking because, depending on
the degree of polymerization, the complexing agents
already contain a large proportion of the oxygen re-
quired for their complete combustion in the molecule:
also, excessive reduction of metal oxides of the enamel
by the organic additives, which of course have to be
burnt completely in the end, is avoided in this way.

The invention is not confined to enamels in the ac-
cepted sense, but is also applicable to related systems,
such as cermets for example.

In the form described above, the process according to
the invention may be generally used with outstanding
results for standard sheet-metal enamelling. However, it
has been found that the range of variation of the other
parameters, such as sheet metal quality, sheet-metal
pretreatment, adjustment of the slip by the other usual
slip additives and the baking conditions, may be consid-
erably broadened if the ground coat powder has a cer-
tain particle size distribution after grinding.

Accordingly, the particle size of the enamel powder
should preferably be below 70u. It is particularly pre-
ferred to use particle sizes below 60x which are ob-
tained by grinding the frit until the sieve residue on a
244 mesh sieve (10,000 meshes/cm2) amounts to at most
3% by weight and by separating off the residue.

Eminently suitable particle size distributions are char-
acterized by the following parameters: 100% by weight
smaller than 60u; at least 75% by weight, preferably at
least 85% by weight, larger than 20u; and at least 50%
by weight, preferably at least 70% by weight, smaller
than 50u.

Another possibility of easing the requirements which
the quality and pretreatment of the sheet metal have to
satisty lies in the choice of particularly suitable compo-
sittons for the raw frits. It has been found that, where
the frit compositions described in detail hereinbelow are
used, it 1S even possible to enamel cast iron and non-
decarburized steel without any faults using the one-bake
at least two layer process according to the invention.

The raw frits used in accordance with the invention
tor the ground coat preferably have the following com-
position:

e e el Aot e
5107 30-509% by weight }

total 33-53% by weight
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-continued TABLE 1
Zr(n 0-8% by weight Frit _ N
B203 >~21% by we?ght Composition A B C D
BaO 14-25% by weight I e —— S ————
total 33-40% by weight 5 SiO; 48 46 37 47
ZnO 0-5% by weight ALO3 6 7 4 4
F 0-4% by weight ByO3 16 15 19 6
alkalt metal 10-15% by weight NaO 16 14 15 18
oxides K20 4 3 4 2
adhesive 1-4% by weight Ca0 5.2 6.7 10 10
oxides 10 NiO 1.3 0.4 1.5 1
CaO 0-5% by weight CoO 0.3 0.4 0.5 0.2
SrO 0-5% by weight MnO —_ e —_— 1
TiO, (0-5% by weight total 0-7% by weight P>Os — 2.1 0.6
Fe 03 0-5% by weight BaO —_— 1.4 4 6
P>0s 0-2% by weight Fe;04 — 2 - 0.4
15 CuO — — 0.2 —
The adhesive oxides normally used are CoO, NiO, —m — 12 2 = 42 62
MnO and/or CuO. (figures in parts by weight)
The alkali metal oxides preferably contain at most
80% of Na>O and, in addition, Li;O and/or K>O. 20 TABLE 2
The percentages by weight quoted above should total = G o b number
at least 98 and preferably 100. Other constituents may 1 5 3 4 5 P
optionally be present in the quantities in which they are m
mmtroduced into the raw frit as unavoidable constituents B 55 55 20 20 40 20
of the raw materials used. 25 C 50 50 40 40 30 40
According to the invention, it is particularly pre- D — - 20 2 — —_
ferred to surface-treat the raw frits for the process ac-  Mill additions:
cording to the invention with complexing agents. S10; (quartz) 15 10 13 10 — 10
Since frit mixtures are normally used for preparing Sgo 3 6 — > 7 7
. . ; 2 01 01 01 01 01 0.1
the ground coat slip, the preferred frits accordn}g to the 5, NaAlO, 03 — 08 03 02 02
invention should make up at least 50% by weight and NagBy07.10H-0 0.1 03 01 0.1 0.2
preferably at least 60% by weight of the frit mixture. K —feldspar — 5 _ = 5 —
The combination preferably applied in accordance ~ Ca—silicate hydrate 05 — 05 —  — —
with the invention of the preferred frit treated with gfm les of 45 N0 8 45 50
complexing agents followed by adjustment of the parti- 35 additizes according
cle size distribution according to the invention provides to the invention: |
a system for an extremely robust one-bake at least two e-caprolactam 0.05 — 005 — 0.5 _
layer enamelling process which is superior to standard Glycine — 0.5 — 1 —
multibake enamelling processes in regard to its suitabil- Pyndine-2,5-dicar- 0.5 — - 08 —
ity for substrates of varying quality and their pretreat- 4, g’;{i’i‘; I?:’f‘a tam - — o1 01— _
ment, adjustment of the slip and the baking conditions. _ _ ' —
Even edge enamelling, which in general is relatively =~ (figures in parts by weight)
difficult, does not present any problems.
The invention is further illustrated by the following EXAMPLES 7 TO 18
examples. oA semi-opaque enamel slip was ground using a frit
EXAMPLES 1 TO 6 having the following composition: 45% of SiQ3, 10% of
Ground coat slips numbers 1 to 6 in Table 2 were 21203, 14.5% of B203, 4.9% of TiOy, 12% of NayO,
prepared from the ground coat frits A, B, C and D 4.3% of K20, 4.1% of CaO and 5.2% of F, in the pres-
having the chemical analysis indicated in Table 1. To 5o €7ce Of 4 parts of clay, 0.5 part of K2COs3, 40 parts of
this end, the frit constituents, the mill additions and the =~ Water and 5 parts of pigment of 100 parts of frit. Various
additives were ground in a ball mill to a fineness equiva- ~ Standard commercial rutile and/or spumel pigments
lent to a residue of less than 5% on a 3600 mesh/cm? were used as the pigments. ]jlaCh of the slips was aPPI}Ed
sieve. Each of the slips was then applied to a steel plate 10 6 metal plates coated with ground coat ships, dried
pretreated by a standard pickling process. 55 and baked 1n the same way as in Examples 1 to 6.
A xyhi}te: enampl slig (Examples 1 to 6) was obtained EXAMPLES 19 TO 24
by grinding a frit having the following chemical com- _ _ _ _ _
position: 44% of SiO3, 17% of B;03, 7.5% of Na)O, Cadmium sulphide and cadmium sulphoselenide pig-
7.8% of K20, 1% of Li,0, 1.2% of ZrO,, 19% of TiO», ments were used 1n a transparent enamel slip prepared
1.2% of P05 and 1.3% of F, with mill additions of 3.5 o from a frit having the following composition: 53% of
parts of clay, 1.5 parts of highly disperse SiOj, 0.3 part  SiO3, 10.3% of Aly03, 14.5% of B203, 12% of Na30,
of NaAlO;, 0.2 part of K2CO3 and 45 parts of water to ~ 4.3% of K20, 4.1% of CaO and 1.8% of F, in the pres-
100 parts of frit (percentages by weight and parts by  ence of 4 parts of clay, 0.3% of K;CO3, 40 parts of
welight). water and 4 parts of various standard commercial sili-
The white enamel slip was applied to the metal plates 65 cate pigments.

coated with the 6 ground coat slips and then dried. The
whole was then baked in the usual way for 3 minutes at
820° C.

The slips were applied to metal plates coated with
ground coat slips, dried and baked in the same way as in
Examples 1 to 6.
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EXAMPLE 25

An intermediate white containing 0.25 parts of capro-
lactam added in accordance with the invention was
applied to the ground coat biscuit according to Exam-
ple 5 using slip No. 5 according to Table 2, followed by
drying. A majolica slip having the following composi-
tion: 46% of Si10;, 3% of Al;O3, 14% of B2O3, 19% of
NazO, 3% of K70, 2% of MnQO, 7% of Fe;03, 4% of
T103 and 2% of F, was then applied to this two-layer
biscuit, followed by drying and baking.

Enamels Nos. 1 to 25 were free from cracks and
blisters. No peeling off from the steel plate substrate
was observed in impact tests. No enamelling faults, such
as pinholes or black spots, were observed; the enamel

finishes were satisfactory.

EXAMPLE 26

A ground coat of the following composition (stan-
dard raw materials): S10; 39.19% by weight, Al,O3 1%
by weight, B20O3 16% by weight, Na;O 6% by weight,
K20 3% by weight, Li1,0 3% by weight, BaO 21% by
weight, Ca0 4% by weight, ZrO 1% by weight, P;0s5
0.5% by weight, CoO 0.7% by weight, NiO 2.5% by
weight and CuO 0.5% by weight, was melted and gran-
ulated by pouring out into a water bath. The water bath
contained a quantity of dissolved glycine such that
0.2% by weight of the additive adhered to the dried frit
(granulate).

70 parts by weight of this frit and 30 parts by weight
of a frit A which had been coated with 0.3 part by
weight of glycine were ground together with 15 parts
by weight of Si0O; (quartz), 3 parts by weight of clay, 0.1
part by weight of NaNOQO3j, 0.3 part by weight of NaA-
103, 0.1 part by weight of NasB207.10H,O, 0.5 part by
weight of Ca-silicate hydrate and 45 parts by weight of
water 1n a ball mill to a fineness equivalent to a residue
of less than 3% by weight on a 244-mesh sieve (10,000
meshes/cm?). |

The slip was sprayed onto a steel plate which had
been degreased in the usual way. The steel plate was 2
mm thick and had been bent through 90° (bending ra-
dius 2 mm).

The cover coat corresponding to Examples 1 to 6 was
then applied and baked in the same way as described
therein. The enamel finish obtained was faultless and
showed no signs of peeling off, even along the bend.

It will be appreciated that the instant specification
and examples are set forth by way of illustration and not
limitation, and that various modifications and changes
may be made without departing from the spirit and
scope of the present invention.

We claim:

1. In the enamelling of metal by applying a ground
coat containing an additive, subsequently applying a
cover coat, and baking the structure, the improvement
which comprises employing as the additive a complex-
ing agent having a solubility in water at 25° C. and at a
pH-value of from 4 to 9 of greater than about 0.05 g/],
with the exception of saccharides and their oxidation,
reduction and modification products and polyethylene
glycol containing up to 50 carbon atoms per molecule.

2. A process as claimed in claim 1, wherein the addi-
tive contains more than 3 carbon atoms per molecule.

3. A process as claimed in claim 1, wherein the addi-
tive i1s present in about 0.1 to 3% by weight.
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8

4. A process as claimed in claim 1, wherein the
ground coat powder has a particle size below about
60u.

S. A process as claimed in claim 1, wherein the
ground coat by weight approximately comprises

Si0» 30-50%

} total 33-53%
ZrO 0-8%
B-2O3 3-21%
BaO 14-25%

total 33-409%

ZnO 0-5%
F 0-4%
alkali metal 10-15%
oxides
adhesive 1-4%
oxides
CaO 0-5%
SrO 0-5%
TiO3 0-5% total 0% by weight
Fe)03 0-5%
P>0s 0-2%

6. A process as claimed in claim 1, including applying
at least one additional coat between the ground and
cover coats, the additional coat also containing the
complexing agent. |

7. A process as claimed in claim 5, including applying
at least one additional coat between the ground and
cover coats, the additional coat also containing the
complexing agent, the additive containing more than 4
carbon atoms per molecule and being present in about
0.1 to 1.5% by weight of each coat which coats have a
particle size below about 60u.

8. An enamel frit suitable for one-bake at least two
layer enamelling surface-coated at least partly with a
complexing agent having a solubility in water at 25° C.
and at a pH-value of from 4 to 9 of greater tha about
0.05 g/1, with the exception of saccharides and their
oxidation, reduction and modification products and
polyethylene glycol containing up to 50 carbon atoms
per molecule.

9. An enamel frit as claimed in claim 8, wherein the
coating substance is present in about 0.1 to 3% by
weight of the frit. |

10. An enamel frit as claimed in claim 9, by weight
approxumately comprising

510 30-50%

- } total 3-53%
ZrQ 0-8% |
B+0On 3-21%
BaO 14259

total 33—40%

Zn0O 0-5%
F 049
alkali metal 10-15%
oxides
adhesive 4%
oxides
Ca0Q 0-5%
SrO 0-59%
TiO- 0-5% total 0-7%
FeaOx 0-5%
P10s 0-2%

11. An enamel frit as claimed in claim 10, having a
particle size below about 60w, the additive containing
more than 4 carbon atoms per molecule and being pres-
ent in about 0.15 to 2.2% by weight.

* - E o %
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